Full synthetic details pertaining to the preparations of new compounds, crystal data of 4a, analysis of thermal back reactions (transient decay curves and absorption spectra).
Syntheses
General procedure for compounds 4a -d: 1 eq. of the corresponding alcohol 2 (ESI) in dry THF (50 mL) was cooled down to -78 o C in an argon atmosphere and n-BuLi (1.6 M in n-hexane) (2 equ.) was added over 30 min. The resulting yellow suspension was stirred for 30 min. A solution of 10-methylacridin-9(10H)-one (1 eq) in dry THF (150 mL) was then added dropwise over 30 min. After stirring for 2 h at -78 o C the orange solution was heated to room temperature and stirred overnight. After addition of water (3 mL) the suspension was filtrated. The organic phase was evaporated under reduced pressure. The remaining solid was purified by CC (SiO 2 , BuOH/HOAc/H 2 O 5mL:1mL:2mL; alternative eluent i-PrOH/HOAc/H 2 O 7mL:1mL:3mL or MeOH/H 2 O/aq NH 4 Cl 30mL:6mL:0,1mL). The fractions containing the product were evaporated. The residue was dissolved in CHCl 3 and treated with NEt 3 until the solution became pale yellow.
The solution was evaporated; and the residue was purified by CC (SiO 2 , Et 2 O/NEt 3 99mL:1mL; alternative eluent CHCl 3 /NEt 3 19mL:1mL). The fractions containing the product were evaporated to provide a yellowish solid.
10-Methylspiro[acridan-9,1'-phthalan] 4a
According to the general procedure, from 2-bromobenzylalcohol 2a (4 g, 21.4 mmol), n-BuLi 136.6 (C q , C-9'), 138.1 (C q , C-10'), 141.0 (C q , C-12,13).
(100 MHz, CD 3 CN): 29.9 (CH 2 , C-4'), 34.1 (N-CH 3 ), 58.8 (CH 2 , C-3'), 77.4 (spiro C, C-9/1'), 113.7 (CH, C-1,8), 120.1 (CH, C-3,6), 126.4 (CH, C-7'), 127.2 (C q , C-11,14), 127.7
(CH, C-6'), 129.2 (CH, C-5'), 129.5 (CH, C-2,7), 130.7 (CH, C-4,5), 131.0 (CH, C-8'), 137.7
(C q , C-9'), 139.3 (C q , C-10'), 141.9 (C q , C-12,13).
6'-Methoxy-10-methylspiro[acridan-9,1'-isochroman] 4c
According to the general procedure, from 2-bromo-5-methoxyphenethylalcohol 2c 3 (CH, C-3,6), 126.3 (C q , C-11,14), 128.5 (CH, C-2,7), 129.9 (CH, C-4,5), 130.1 (C q , C-9'), 131.7 (CH, C-8'), 137.9 (C q , C-10'), 141.1 (C q , C-12,13), 158.1 (C q , C-6'). (spiro C, C-9/1'), 112.1 (CH, C-5'), 112.5 (CH, C-7'), 112.6 (CH, C-1,8), 119.3 (CH, C-3,6), 126.3 (C q , C-11,14), 128.5 (CH, C-2,7), 129.9 (CH, C-4,5), 130.0 (C q , C-9'), 131.5 (CH, C-8'), 137.8 (C q , C-10'), 141.0 (C q , C-12,13), 158.2 (C q , C-6').
1-(2-Bromophenyl)-2-methylpropan-2-ol 2d
A solution of ethyl 2-(2-bromophenyl)acetate 4 According to the general procedure, from 1-(2-bromophenyl)-2-methylpropan-2-ol 2d (1.5 g, 6.55 mmol), n-BuLi (8.5 mL, 13.6 mmol) and 10-methylacridin-9(10H)-one ( (C q , C-3'), 76.1 (spiro C, C-9/1'), 112.5 (CH, C-1,8), 119.6 (CH, C-3,6), 125.8 (CH, C-7'), 126.8 (CH, C-6'), 127.6 (CH, C-2,7), 128.2 (CH, C-4,5), 128.6 (CH, C-5'), 128.9 (C q , C-11,14), 129.4 (CH, C-8'), 135.2 (C q , C-9'), 137.8 (C q , C-10'), 141.1 (C q , C-12,13).
General procedure for compounds 3a -3d:
The acridinium salts were prepared from the corresponding acridans by treating with an acid.
If necessary, the crude products were purified by CC.
9-(2-(Hydroxymethyl)phenyl)-10-methylacridinium salt 3a
The corresponding acridinium trifluoroacetate was quantitatively obtained from 4a and H-4,5). (C q , C-12,13), 160.8 (C q , C-9).
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9-(2-Hydroxyethylphenyl)-10-methylacridinium trifluoroacetate 3b
The corresponding acridinium trifluoroacetate was quantitatively obtained from 4b and (CH, C-3,6), 139.6 (C q , C-20), 142.7 (C q , C-12,13), 162.4 (C q , C-9). (CH, C-3,6), 141.3 (C q , C-12,13), 159.9 (C q , C-9), 161.6 (C q , C-18). 
9-(2-(2-Hydroxyethyl)-4-methoxyphenyl)-10-methylacridinium salt 3c
9-[2-(2-Hydroxy-2-methylpropyl)phenyl]-10-methylacridinium trifluoroacetate 3d
Methyl 2-{3-[2-(2-(2-hydroxyethoxy)ethoxy)ethoxy]phenyl}acetate
To methyl 2-(3-hydroxyphenyl)acetate (13.23 g, 79.6 mmol) dissolved in dry MeCN (200 mL) NaH (3.5 g, 60% in oil) was added. The reaction mixture was heated at reflux for 40 min. Upon the completion of the reaction (TLC, SiO 2 , tert-butylmethylether) the solvent was removed in vacuo and water (100 mL) was added to the residue and then extracted with dichloromethane (3x200 ml). The combined organic layers were washed with water, brine and dried over MgSO 4 . On evaporation of solvent the crude product (11.9 g, 96%) was obtained as clear yellowish oil and found to be pure by TLC and NMR-spectroscopy. C-18'), 72.5 (C q , C-3'), 75.9 (spiro C, C-9/1'), 112.4 (CH, C-1,8), 112.5 (CH, C-7'), 113.8
HRMS (FTMS + p ESI):
(CH, C-5'), 119.6 (CH, C-3,6), 127.5 (CH, C-2,7), 128.1 (CH, C-4,5), 129.1 (C q , C-11,14), 130.2 (C q , C-9'), 130.6 (CH, C-8'), 136.6 (C q , C-10'), 141.1 (C q , C-12,13), 157.4 (C q , C-6').
5'-Amino-10-methylspiro[acridan-9,1'-phthalan] 4f
A mixture of 10-methylacridiniumiodide (3 g, 9.34 mmol), 3-aminobenzylalcohol (2.42 g, 19.65 mmol) and S 8 (0.87 g, 27.14 mmol) was heated for 2 h at 140°C. The cooled melt was extracted with diethyl ether (4x25 mL) and CCl 4 (2x25 mL) in order to remove sulfur. The resulting residue, dissolved in methanol and acidified with HPF 6 , was purified by CC (SiO 2 , iPrOH/HOAc/H 2 O 7mL:1mL:3mL). The red colored fractions were collected. After removing of the solvents, the residue was dissolved in CHCl 3 /dichloromethane and treated with triethylamine until the color changed from red to yellow. 
